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Abstract: Friction force microscopy experiments at the nanometer scale are applied to study low
friction of hydrogenated fullerene-like carbon films. The measured friction coefficients indicate
that lower hydrogen concentration during preparation is beneficial to enter the low friction regime,
especially in combination with only methane as precursor. Furthermore, two regions are found
with distinct friction coefficients and surface roughnesses related to different surface structures.
One is rich in amorphous carbon and the other is rich in fullerene-like carbon, dispersed on the same
surface. Transmission electron microscopy and Raman spectroscopy images verify this observation of
the two separated structures, especially with the extracted fullerene-like structures in the wear debris
from macro friction experiments. It is speculated that hydrogen may tend to impair the growth of
fullerene-like carbon and is therefore detrimental for lubricity.
Keywords: fullerene-like; carbon films; friction; hydrogen concentration
1. Introduction
Carbon-based layers with different structures have excellent protective function for efficient
control of the heat transfer rate at the solid-liquid interface and better viability of the living matters [1].
Considering high hardness, low friction coefficients and chemical inertness, these materials are also
applied for the design and manufacture of nanoelectromechanical systems (NEMS) [2]. Previous
studies have shown that graphene can help to enter the superlubricity regime [3]. Even under relatively
harsh conditions after fluorination or oxidation, it is found that polycrystalline graphene deposited
on Ge(111) still exhibits ultralow friction forces [4]. Besides, the diamond-like carbon (DLC) films are
another group of carbon materials with a high content of sp3 C−C bonds [5]. They have a quite distinct
lubricity in dry environment, with lower friction coefficients (µ = 0.05–0.2) for hydrogenated DLC and
higher values (µ = 0.4–0.7) for hydrogen-free DLC films [6]. The main cause for low friction in dry
atmosphere are the dangling C−H bonds of the hydrogenated DLC films, which lead to a complete
passivation and can prevent charge accumulation at the interface [7]. However, these special bonds will
gradually disappear with the escape of the hydrogen termination after a considerable number of sliding
cycles [8–10]. Apart from DLC films, disordered solid interfaces in fullerene-like nanoparticles (such
as MoS2 and WS2) have shown a great potential to obtain low friction in recent years [11,12]. During
the friction, these particles will be modified by the contact pressure and broken into individual sheets
under stress [13,14]. Furthermore, hydrogenated carbon layers can also been prepared in fullerene-like
structures, which possess high hardness and elasticity at the same time [15,16]. Raman spectroscopy
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was applied on such systems to study detailed structural and chemical properties [16,17]. However,
a systematic study concerning friction and lubrication of this special carbon films has not yet been
fully discussed at the micro and nanoscale, including some key factors of preparation conditions.
Friction force microscopy (FFM) is an ideal technique for precisely determining the friction force
at the nanometer scale. It allows tiny forces to be measured with the sensitivity of nanonewtons (nN)
or even piconewtons (pN) [18,19]. Considering the tip of a soft cantilever (the spring constant of
a typical contact cantilever is approximately 0.2 N m−1) in contact with the substrate, the lateral force
is obtained as the torsional signal, while the flexural forces are determined by the normal bending of
the cantilever [20]. With the help of FFM, considerable efforts have been made to explain the basic
mechanisms of friction and lubricity at the micro- and nanoscale [21].
In this work, fullerene-like hydrogenated carbon (FL-C:H) films were fabricated by plasma
enhanced chemical vapor deposition (PECVD) and subsequently analyzed by FFM under controlled
atmosphere in a nitrogen glovebox and ambient air separately. By the comparison of the friction
coefficient and the surface roughness, two regions on the films were identified and related to different
carbon structures. One of them performs more elastically with less energy dissipation during sliding,
thus leading to a better lubrication behavior.
2. Experimental
2.1. Sample Preparation
The FL-C:H films were grown on Si(001) substrates by PECVD, with an average thickness
of around 100 nm. Prior to the deposition, the chamber was pumped to 10−6 mbar followed by
introducing a mixed gas of constant methane gas (30 SCCM) and argon as carrier gas (10 SCCM),
as well as variable contents of hydrogen gas, from 0 SCCM, 5 SCCM, 10 SCCM, 15 SCCM to 20 SCCM.
For the convenience to describe, they are simplified as 0% H, 5% H, 10% H, 15% H and 20% H
in the following text and set as the only variable in this work. The total pressure is increased from
27 Pa of pure CH4 to the mixed with hydrogen gas of 44 Pa. The parameters for deposition were set
to 880 V and 0.16 A, with a 50% duty cycle and 59.7 Hz of pulse power supply. After the preparation,
the samples were vacuum encapsulated for transportation. Notably, we will focus here on the 5% H
sample to show some intrinsic regularities between hydrogen concentration and nanoscale friction
properties, but similar effects have also been observed for the other hydrogen samples.
2.2. Scanning Probe Microscopy
The experiments were performed with an atomic force microscope (Nanosurf FlexAFM C3000,
Basel, Switzerland) in a nitrogen glovebox (O2 < 0.1 ppm, H2O < 0.1 ppm). Comparative experiments
were carried out in ambient air (humidity ≈ 40%) with the same samples, of which results are listed
in the supporting information. The friction force mode was used with a contact cantilever (Nanosensors,
PPP-CONT, k = 0.17 N m−1, f = 13 kHz). The samples were scanned at a speed of 4 µm s−1 at different
normal forces FN , ranging from 6–20 nN (in a linear relationship between friction and normal forces).
The scanning areas were selected to be 2 × 2 µm2 and each sample was scanned at ten random areas
(from P1 to P10) with the same cantilever. Therefore, the contact topographic images and the friction
loops can be obtained at the same time. Additionally, the surface roughness S (here, we take the root
mean square roughness of a full image) was determined during the experiments.
2.3. Force Calibration
The torsional bending of the cantilever is proportional to the friction or lateral force and is given
by the AFM system as a voltage signal VL. To obtain calibrated friction force values, the following
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where FL is the lateral force, cL is the lateral spring constant and Sz is the sensitivity of the photodetector
(Sz = 298 nm V
−1), which was determined beforehand by recording force-distance curves on a hard





where G is the shear modulus, which is 50 GPa for silicon [20], l, w and t are the length, width and
thickness of the cantilever respectively, and h is the height of the tip. In this experiment, l = 450 µm,
w = 50 µm, t = 2.0 µm and h = 12.5 µm are obtained from the cantilever manufacturer values, so that
cL is calculated to be 94.8 N m
−1. Furthermore, the tip radius was measured to be ∼20 nm by scanning
electron microscopy (Nova NanoSEM 230, Basel, Switzerland). The friction coefficient µ is obtained
from the slope of the dependence from friction (lateral) and the normal forces, which allows to avoid
the effect of adhesive forces (see Supplementary Figure S1). These attractive forces between tip apex
and the sample surface are a significant effect which was also measured by force-distance curves.
It is considered as the maximum attractive force when the tip retracts from the sample surface.
2.4. TEM Characterization
The structures of the FL-C:H films were characterized by high resolution transmission electron
microscopy (FEI Tecani F30, Lanzhou, China) at an acceleration voltage of 300 kV. The samples for
HRTEM observation were deposited on a freshly cleaved NaCl wafer and then thinned down by
dissolving the NaCl wafer with water.
2.5. Raman Spectroscopy
The FL-C:H film of 5% H was analyzed in situ using Raman spectroscopy (LABRAM HR
800 Microspectrometer, Lanzhou, China) at an excitation wavelength of 532 nm. To avoid
the unintentional damage of the sample, we chose a laser power of 0.5 MW m−2 for the Raman
spectroscopy experiments.
2.6. Extract from Wear Debris
In order to investigate the composition of surface structures, the friction experiments at the macro
scale were also carried out with a reciprocating ball-on-disc tester (CSM Tribometer III, Lanzhou, China)
at 25 ◦C and relative humidity of 40%. The sliding velocity and normal force were set as 10 cm s−1 and
10 N, respectively, with the counterpart material of Al2O3 (φ = 5 mm ). After testing, the wear debris
on the films was collected and analyzed by HRTEM to characterize the extracted structures.
3. Results
3.1. The Binary Structure via TEM and Raman Spectra
Low friction is one of the representative features of amorphous hydrogenated carbon films
(a-C:H), especially in vacuum or dry atmosphere [23–26]. However, this value strongly depends
on the humidity and preparation conditions. Especially in the low humidity regime the friction
coefficient is known to depend on the precursor used to make the a-C:H films [27]. It was reported
that the friction coefficient decreases with increasing hydrogen concentration in inert atmosphere [9].
Interestingly, the films produced here are also in the range of low friction but presents the contrary
trend of hydrogen dependence with a-C:H films. With a low concentration of 5% H, the high-resolution
transmission electron microscopy image of Figure 1a indicates a nearly full coverage by a heavily
bent and cross-linked structure. Contrarily, for the 20% H sample it looks more hybrid as shown
in Figure 1b, where more crystalline areas are highlighted in the yellow squares and more amorphous
in the red, respectively. It suggests the different surface roughnesses between the two areas, which will
be discussed more in the following Raman analysis.
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Raman spectroscopy is a fast and convenient method for the characterization of carbon film
materials [28,29]. The result of 5% H sample is shown in Figure 1c. In the first order region of
1000–2000 cm−1, an obvious overlapped D and G band is observed that were fitted to be 1360
and 1560 cm−1 by Gaussian functions, respectively. The G band around 1560 cm−1 is related to
the E2g optical mode with the in-plane stretching of the C−C bonds such as C atoms in aromatic rings
and olefinic chains [30]. While the D band around 1350 cm−1 is assigned to an A1g breathing mode
of sp2 atoms arranged in rings, of which the intensity is linked to the amount of defects in these
graphite sheet [31]. The fitted D and G bands here correspond well to those of amorphous carbon
films of [32]. Notably, owing to the obvious shoulder peak at ∼1250 cm−1 (marked with a grey circle),
another two bands were also fitted at 1200 and 1470 cm−1, respectively. It was discussed that the band
at ∼1200 cm−1 can be attributed to the formation of the fullerene or onion-like structures [33,34].
Furthermore, the second-order bands are observed in the range from 2500 to 3200 cm−1. It is formed
by the mixture of several band signals including the 2D band (also called the G’ band, ∼2700 cm−1),
the D + G band (∼2940 cm−1) and the 2G band (∼3170 cm−1) [35,36]. Consequently, on the basis of all
the Raman data, the FL-C:H fims not only possesses the amorphous structures with the similar G and
D bands, but also displays the fullerene-like structures at the peak of ∼1191 cm−1.
Figure 1. Structural analysis of the FL-C films: (a) TEM image of sample 5% H. (b) TEM image of
sample 20% H, with flat amorphous structures in the red square mark and coarse crystalline structures
in the yellow square mark, respectively. (c) Raman spectra of the sample 5% H in the range from 750 to
3250 cm−1. (d) TEM image of extracted fullerene-like structures from wear debris of sample 5% H.
Moreover, to verify this crystalline fullerene-like structures, pin-disk friction experiments were
performed with considerable reciprocated cycles on sample 5% H. Finally, a group of fullerene-like
structures were extracted from the wear debris, as shown in Figure 1d. The fullerene-like carbon ball
with a diameter of ∼30 nm is assumed to be formed by tens of individual flakes. It indirectly proves
that the carbon film prepared in this work is composed of the binary structure of rich fullerene-like
carbon (FL-C) and rich amorphous carbon (a-C) varying with different hydrogen concentrations.
A speculative structure is proposed that: the coiling FL-C structures pile up while the a-C structures
are forming the substrate. Thus, the friction properties of this binary structures are highly interesting
as well as the effect of hydrogen concentration and the comparison with the a-C:H films.
3.2. Friction Experiments at the Microscale
Figure 2a shows the friction coefficient determined from a measured area of 2 × 2 µm2 and
averaged over ten random sites (P1 to P10) for each sample. Differently, with the hydrogen
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concentrations of the precursor from 0% to 20%, the friction coefficient shows a slight increase from
0.081 to 0.150, which is still considered to be in the range of low friction but presents the contrary
trend of hydrogen dependence with the a-C:H films [7–9]. This unexpected behavior between
friction coefficient and hydrogen concentration suggests that there is another dominant factor for
the low friction of the FL-C:H layers. Also, in the measurements under ambient conditions, where
a water film plays an important role between the two sliding surfaces, the friction coefficient
still presents a small increase with the hydrogen concentration, however, in a narrower range
(see Supplementary Figure S2).
Figure 2. (a) Measured friction coefficient (µ) and surface roughness (S) of the FL-C:H films for various
hydrogen concentrations. (b) The average ratio µ/S increases linearly with the hydrogen concentration.
Compared to the increasing friction coefficient, the surface roughness of the films with different
hydrogen concentration stays nearly constant as visible in Figure 2a. It is contrary to the assumption
at the nanoscale or the situation at the macroscale [37], of a smoother surface with lower friction
coefficient. To compensate the influence of surface roughness on friction in our data, we therefore
determined the ratio µ/S between the measured friction coefficient µ and the surface roughness S
which is shown in Figure 2b as a function of the hydrogen concentration. The introduction of this ratio
is a challenging attempt and will help us indirectly verify whether there is a dependent relationship of
friction coefficient on hydrogen concentration, after excluding the effect from the irregular average
values of surface roughness in Figure 2a. A linear behavior is observed which indicates a correlation of
the increasing friction with the hydrogen concentration.
To illustrate the correlation of the friction coefficient and the surface roughness, the topographic
images measured by AFM reveal a detailed view. Figure 3 shows two typical images with identical
image size of the 0% H (Figure 3a) and the 20% H (Figure 3b) samples. In both images topographic
variations in the order of a few nanometers are observed, however, the expansion of these variations
becomes larger with increasing hydrogen concentration. The specific surface roughnesses of both
measurements are 0.45 nm and 0.36 nm for the 0% H and the 20% H sample, respectively. On the other
hand, the friction coefficient increases from 0.08 to 0.17, indicating the evolution of lubricity with
microscopic morphology.
Figure 3. AFM topography images in contact mode of the FL-C:H films with two hydrogen
concentrations: (a) 0% H, µ = 0.080, S = 0.45 nm (FN = 10 nN ). (b) 20% H, µ = 0.170,
S = 0.36 nm (FN = 10 nN ).
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3.3. Friction Experiments at the Nanoscale
Figure 4 shows the friction coefficient, surface roughness and their ratio of all ten random
areas of sample 5% H sorted by the µ/S ratio. Unambiguously, the data from these measured areas
can be divided into two parts: region A, with high surface roughness and low friction coefficient
(e.g., P1 to P7), and region B, with high friction coefficient and low surface roughness (e.g., P9 to P10).
The values of the ratio µ/S (the black curve in Figure 4) also reveal a transition around P8.
Figure 4. Friction coefficient, surface roughness and their ratio determined from ten random areas for
sample 5% H, which are arranged by the the increasing µ/S ratio.
To clarify this behavior, we have compared the topography images in region A (P2, µ = 0.087,
S = 0.75 nm ) and region B (P9, µ = 0.152, S = 0.46 nm ) on sample 5% H, as shown in Figure 5.
Clearly distinct height variation in the range of ∆z = 3 nm can be observed in both images. This is
consistent with the observation shown in Figure 5b that specific areas extracted either on peaks
(black square) or in valleys (white square) have an opposite behavior between friction coefficient and
surface roughness, i.e., peak: lower friction coefficient and higher surface roughness or valley: higher
friction coefficient and lower surface roughness. If we utilize several colorful lines as the contour
to separate Figure 5a,b based on the topography, the essence of region A and B will become more
clear. As shown in Figure 5c, P2 possesses more higher areas (ranging from 1.25 nm to 2.75 nm) while
more flatter areas (ranging from 0.25 nm to 1.25 nm) are observed for P9. Since the measured friction
coefficient of the higher area is smaller than that of flatter ones, it finally leads to the lower friction
coefficient of P2 compared with P9. We assume that the separated µ/S ratios between region A and B
are the result of distinct structures with higher and lower roughnesses on this hydrogenated carbon
films, respectively.
Figure 5. AFM images in contact mode of two different areas (2 × 2 µm2) on sample 5% H: (a) P2,
low µ and high S (FN = 10 nN ). (b) P9, high µ and low S (FN = 10 nN ). The areas of 200 × 200 nm2
highlighted by a white mark (µ = 0.100, S = 0.12 nm ) and a black mark (µ = 0.071, S = 0.14 nm )
show different local friction coefficients, respectively. (c) The coverage distribution at different regions
(equally divided by the colorful dotted lines) for P2 and P9.
To generalize the influence of µ/S ratio for different hydrogen concentrations, we performed
similar experiment, i.e., µ/S calculation for 10 different areas for samples from 0% H to 20% H.
In Figure 6, all the measured areas are shown by the ratio between friction coefficient and surface
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roughness (µ/S). The measurements for each H concentration are all sorted so that P1 always
corresponds to the lowest µ/S ratio and P10 to the highest. Apart from sample 0% H that shows less
differences as others in µ/S, it occurs to form an obvious change from region A to region B, which will
make a big effect on the formation and distribution of different structures whether adding hydrogen
as the feedstock or not.
Figure 6. The ratio between friction coefficient and surface roughness (µ/S) of ten random areas for
each hydrogen concentration.
4. Discussion
Compared with the results of the TEM and Raman analysis in Figure 1 and the AFM measurement
in Figure 3, one could draw a conclusion that the FL-C:H films are composed of different topographies
on the separated regions: the flat area with amorphous appearance and the rough area with more
crystalline structures. The observed structures extracted from the wear debris in the macro friction
experiments turn out that these FL-C:H pieces should be peeled off from the higher part of the films.
Besides the higher roughness, the results in Figure 4 indicate that the friction coefficient of the crystalline
structures is lower than that of the flat amorphous with smaller roughness. This is not only the case
in sample 5% H, but also for the other hydrogen concentrations, with the largest µ/S in sample 20%
H and lowest µ/S in sample 0% H. Additionally, the increasing adhesive force from 0% H to 20% H
not only results from the surface curvature and surface roughness, but also from variable lubricated
properties (see Supplementary Figure S3). It presents that region A possesses shorter contact time and
less energy dissipation than those of region B during sliding, which are representative of rich FL-C
and rich a-C accumulated areas, respectively.
It is proposed that the phenomenon of opposite friction properties with roughness is stemmed
from the variable hydrogen concentrations in the precursor gas. As it is known that hydrogen makes
an important effect on the lubrication of the hydrogenated DLC films in the inert atmosphere, which is
attributed to the large amount of hydrogen-terminated dangling bonds extending from the amorphous
carbons [38]. Even so, there is also a maximum threshold of hydrogen to avoid the formation of
hydrocarbon polymers [39,40]. In contrary to the hydrogenated DLC films, the FL-C:H films prepared
in this work seem not to functionalize through these dangling bonds. Related studies on the effect
of the hydrogen addition during the deposition of FL-CNx films have shown that the precursor gas
enables the termination of bonds by hydrogen atoms so that the extension of ring structures are
prohibited [41,42]. It demonstrates that a small amount of hydrogen in the precursor is beneficial
to initiate the formation of fullerene-like structures, rather than graphitic. Yet, on the other hand,
the increasing hydrogen concentration will interrupt this process rapidly, replaced by the formation of
amorphous carbon.
Furthermore, several other views are also useful to explain the lower friction coefficient of
the FL-C:H films. First, the excellent mechanical properties like the high hardness (∼ 20.9 GPa)
and elastic recovery (∼85%) of the FL-C:H films measured in other articles [15,16] suggests that
the contact during sliding is likely to behave more elastically than plastically [43,44]. The main
difference between elastic and plastic behaviors is depended on whether there is an accumulated
unrecoverable deformation on the surface or not. In our case, the film surfaces seem not to be scratched
or damaged with the increasing normal load during the scanning procedures. It demonstrates that
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the fullerene-like structures will not produce plastic accumulation at the end of the frictional path,
otherwise it can break such smooth sliding and sometimes cause stuck with rather high friction force.
Second, the rather weak interlayer van der Waals forces and the large lattice spacing of the fullerene-like
structures provide a high compressibility between the sliding surfaces [45]. When the surfaces are
elastically contacting, the FL-C structures prefer to deform or coil rather than break. Thus, the damage
always happens at a-C:H area with dangling C-H bonds, while the FL-C:H regions tend to be peeled
off in whole pieces as shown in Figure 1c. Sometimes the debris could transfer into multilayer
nano-onion balls after repeated friction cycles, which behave like nano bearings for lower friction
and may become another interesting topic about this FL-C:H films [46,47]. Finally, another robust
explanation was discussed by Rachel J. Cannara et al. that lighter atoms vibrate faster and induce
rapid energy dissipation, as a result of higher friction than heavier atoms [48], which just corresponds
to the roles of the amorphous carbon with the terminated hydrogen (light atoms) and the fullerene-like
carbon (heavy atoms) on the surface in our experiment, respectively.
5. Conclusions
In this paper, the FL-C:H films are prepared by PECVD, where tribological properties at
the nanoscale are investigated by FFM in dry nitrogen atmosphere and under ambient conditions.
This film is considered to be composed of a binary structure: FL-C and a-C areas. The former structure
induces lower friction coefficient, lower adhesive force and higher surface roughness, while the latter
behaves just opposite.
It is obvious that the low friction is determined by the ratio of both FL-C and a-C structures.
To understand the lubrication mechanism, it should shed light on the excellent hardness and elastic
modulus of this film, which behaves elastically with less energy dissipation during frictional sliding.
Since higher hydrogen fraction is verified to impede the formation of FL-C structures, the further
plan is to reduce the hydrogen concentration during the film preparation, such as utilizing
the unsaturated hydrocarbon as reaction gas. In contrast to DLC films, the FL-C:H films are
rather independent of hydrogen to perform excellent lubricity as well as durability, which promotes
the application range of this special carbon film and continues to be a great impetus to perform
superlubricity in the ambient environment.
Supplementary Materials: The following are available online at http://www.mdpi.com/2079-6412/10/7/643/s1,
Figure S1: The normal-friction force curve with the slope of friction coefficient. Figure S2: Friction coefficient
and surface roughness of the FL-C:H films measured in ambient air. Figure S3. Measured adhesive force of each
hydrogen concentration in nitrogen averaged over all ten areas by force spectroscopy curve.
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